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General method for Pd(0)-catalyzed arylation of heteroarenes.
A Schlenk tube equipped with a magnetic stirrer and reflux condenser was flushed with dry argon, charged with Pd(dba) 2 or Pd(OAc) 2 (20 mol %), phosphine ligand DavePhos (20 mol % in the case of Pd(OAc) 2 , 22 mol % in the case of Pd(dba) 2 ), appropriate porphyrin (0.05 mmol), then absolute dioxane (1.5 ml) or DMF (1.5 ml) was added followed by a corresponding heteroarene (0.05-0.1 mmol in the case of monoarylation or 0.125 mmol in the case of diarylation). The reaction mixture was stirred for 1 min, then cesium carbonate (0.1 mmol, 33 mg) was added and the reaction was stirred under reflux at 100 °C in the case of dioxane or at 150 °C in the case of DMF. After ca. 40 h upon completion of the reaction the mixture was cooled down to ambient temperature, dichloromethane (5 ml) was added, the organic solution was filtered, the residue was washed additionally with dichloromethane (2 × 5 ml), combined organic fractions were evaporated in vacuo. To obtain individual compounds, the residue was chromatographed on silica gel using a sequence of eluents: hexanes/CH 2 Cl 2 (1:1), CH 2 Cl 2 , CH 2 Cl 2 /MeOH (100:1).
General method for Pd(II)/Cu(II)-catalyzed arylation of heteroarenes
A Schlenk tube equipped with a magnetic stirrer and reflux condenser, was charged with Pd(OAc) 2 (20-40 mol%), Cu(OAc) 2 ·2H 2 O (20-40 mol %), triphenylphosphine (1 equiv), corresponding porphyrin (generally 0.05 mmol), toluene (3 ml), appropriate heteroarene (generally 0.1 mmol for the monoarylation processes, 0.2 mmol for duarylation processes and 0.4 mmol for tetraaryaltion process). The reaction mixture was stirred for 1 min, then potassium carbonate (0.1-0.25 mmol) was added and the reaction mixture was stirred under reflux at 110 °C. After ca. 24 h upon completion of the reaction the mixture was cooled down to ambient temperature, dichloromethane (5 ml) was added, the organic solution was filtered, the residue was washed additionally with dichloromethane (2 × 5 ml), combined organic fractions were evaporated in vacuo. To obtain individual compounds, the residue was chromatographed on silica gel using a sequence of eluents: hexanes/CH 2 
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